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ionic ligand such as a halide, hydride, substituted or unsubstituted C]-C3^ hydrocarbyl, alkoxide, aryloxide, amide, arylamide, 
phosphide, or arylphosphide; "T' is a covalent bridging group selected from the group consisting of unsubstituted hydro- 
carbyl and substituted hydrocarbyls containing a Group IV- A or VI -A element; and each "R" is, independently, a radical 
selected from the group consisting of singly branched hydrocarbyl radicals having between 4 and 30 carbon atoms, multiply 
branched hydrocarbyl radicals having between 4 and 30 carbon atoms, halogen radicals, amido radicals, phosphido radi- 
cals, silyl radicals, alkoxy radicals, alkylborido radicals, C1-C30 hydrocarbyl-substituted Group JV-A metalloid radicals; 
and substituted C1-C30 hydrocarbyl radicals wherein one or more hydrogen atoms is replaced by a halogen radical, an ami- 
no radical, a phosphido radical, an alkoxy radical or any other radical containing a Lewis acidic or basic functionality. 
These compounds may be used in a catalyst system comprising the amido transition metal compound and an aiumoxane. 
Also disclosed is a process using the catalyst system for the producdon of high molecular weight polyolefins and, particular* 
]y, high molecular wdght isotactic polypropylene. 
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AM AMIDO TRANSITION METAL COMPOUND AND A 
CATALYST SYSTEM FOR THE PRODUCTION OF 
ISOTACTIC POLYPROPYLENE. 

SPECIFICATION 

FIELD OF T HE INVENTION 

This invention relates to certain bridged and 
unbridged anido transition netal compounds of the Group 
IV-B metals, to a catalyst system comprising an amido 
transition metal compound and an alunoxane, and to a 
process using the catalyst system for the production of 
high molecular weight polyolefins and, particularly, high 
molecular veight isotactic polypropylene. 

BACKGROUND OF THE INVENTION 

The various compounds that are derived from the 
polymerization of a-olefins show huge differences in 
15 their chemical and physical properties. These 
differences reflect differences in molecular structure, 
some of which are inherent in the use of a particular 
monomer or monomer combination, and some of which result 
from a pattern, or lack thereof, in how the monomers are 
20 combined. It is inherent that polymers of a-oleflns 
having 3 or more carbon atoms will have pendant 
hydocarbyl groups attached to the polymer backbone chain. 
However, the stereochemical arrangement of these 
hydrocarbyl groups is a consequence of the interaction of 
f 25 monomer » catalyst and coordinated polymer during 

polymerization. Any pendant hydrocarbyl group may be 
said to lie on one side of a plane defined by the carbon 
atoms of the polymer backbone in an idealized elongated 
conf iguration . 



5 



10 
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As previously alluded to, the physical properties 
exhibited by a particular olefin polymer of a particular 
molecular weight are determined in major part by the 
arrangement of .these hydrocarbyl groups along the polymer 
5 backbone. Strong polymers tend to be stereochemically 
regular, meaning the adjacent hydrocarbyl groups reside 
on the same side of the polymer backbone or switch at 
fairly regular intervals. Either arrangement facilitates 
crystalization thus lending ridgidity and strength to the 

10 the solidified polymer. 

Other critical determinants of the properties which 
a polymer will exhibit are the type and relative 
concentration of monomers and comonomers, the weight 
average molecular weight (H^) of the polymer molecules 

15 comprising the resin bulk, the molecular weight 
distribution (MWD) and the composition distribution of 
the resin. For end use applications which require high 
strength and low creep, the of such a resin must 
generally be in excess of 100,000. 

20 Five types of stereoregularity, or tacticity, have 

been characterized: atactic, normal isotactic, isotactic 
stereoblock, syndiotactic, and hemiisotactic. Although 
all of these stereoregular configurations have been 
primarily demonstrated in the case of polypropylene, in 

25 theory each is equally possible for polymers comprised of 
any olefin, cyclic olefin or internal olefin, having 3 or 

more carbon atoms. 

Atactic polyolefins are those wherein the 
hydrocarbyl groups pendent to the polymer molecule 

30 backbone assume no regular order in space with reference 
to the backbone. This random structure is represented by 
a polymer backbone of alt mating m thylene and methine 
carbons, with randomly oriented branches substituting the 
methine carbons. The methine carbons randomly have R and 

35 s c nfigurations, creating adjacent pairs either f like 
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configuration (a "meso" or "n" dyad) or of unlike 
configuration (a "racenic" or "r- dyad). The atactic 
fom of a polymer contains approximately equal fractions 
of neso and racenic dyads. since atactic polyolcfins 
5 exhibit no regular order or repeating unit configurations 
in the polymer chain, they are amorphous materials. 
Atactic polyolef ins exhibit little if any crystallinity, 
hence they are generally unsuitable for high strength 
applications regardless of the weight average molecular 

10 weight of the resin. 

isotactic polyolef ins arc those wherein the pendent 
hydrocarbyl groups are ordered in space to the same side 
or plane of the polymer baclcbone chain. Using isotactic 
polypropylene as an example, the isotactic structure is 

15 typically described as having the pendent methyl groups 
attached to the ternary carbon atoms of successive 
monomeric units on the same side of a hypothetical plane 
through the carbon backbone chain of the polymer, e.g., 
the methyl groups are all above or below the plane as 

20 shown below. 



25 The degree of isotactic regularity may be measured by nmr 
techniques. Bovey's NMR nomenclature for an isotactic 
pentad is ... mmmm . . . with each -m" representing a 
"meso" dyad or successive methyl groups on the same side 
in the plane. 

30 In the normal isotactic structure of a polyolefin, 

all of the monomer units have the same stereochemical 
configuration, with the exception of random errors which 
appear along the polymer. Such random errors aim st 
always appear as isolated inversions of configuration 

35 which are corrected in the very next a-olefin monomer 
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insertion to restore the original R or S configuration of 
the propagating polymer chain. 

The formation of stereoblock i sot actio polymer 
differs from the formation of the normal isotactic 
5 structure in the way that the propagation site reacts to 
a stereochemical error in the chain. As mentioned above, 
the normal isotactic chain will return to the original 
configuration following an error because the 
stereochemical regulator, the catalytic active metal 

10 species and its surrounding ligands, continues to dictate 
the same stereochemical preference during monomer 
insertion. In stereoblock propagation, the catalytically 
active metal site itself changes from one which dictates 
a monomer insertion of R configuration to one which 

15 dictates an S configuration for monomer insertion. The 
isotactic stereoblock form is shown below. 



20 



J 



Long before anyone had discovered a catalyst system 
which produced the isotactic stereoblocX form of a 

25 polyolef in, the possible existence of a polymer of such 
micro-structure had been recognized and mechanisms for 
its formation had been proposed based on conventional 
Ziegler-Natta mechanisms in Langer, A.H. , Iigg^t Ptenn? 
PQlym, Svmp. 7th (1974); ftnn* Ptyt flca^t ggli 295, 110- 

30 126 (1977). The first example of this form of 
polypropylene and a catalyst which produces it in a pure 
form were reported in U.S. Patent No. 4,522,982. 

The lengths of individual bloclcs of the same 
configuration in the stereoblock structure vary widely 

35 due to changing reaction conditions. Since only the 
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erroneous parts of the chains affect the crystallinity of 
the resin product, in general, normal isotactic polyners 
and isotactic stereoblock polymers of long block length 
(greater than 50 isotactic placements), have similar 
5 properties. 

Highly isotactic polyolefins exhibit a high degree 
of crystallinity. Accordingly, isotactic polyolefins 
are, depending upon their weight average molecular weight 
exceeding about 100,000, well suited to high strength end 

10 use applications, 

Syndiotactic polyolefins are those wherein the 
hydrocarbyl groups pendent to the polymer molecular 
baclcbone alternate sequentially in order from one side or 
plane to the opposite side or plane relative to the 

15 polymer backbone, as shown below. 



20 




In NKR nomenclature, this segment, or pentad, is 
described as • . . rrrr in which each r represents a 

25 "racemic" dyad, i.e., successive methyl groups on 
alternate sides of the plane. The percentage of r dyads 
in the chain determines the degree of syndiotacticity of 
the polymer. Highly syndiotactic polymers are generally 
highly crystalline and will frequently have high melting 

310 points similar to their isotactic polymorphs. Like 
isotactic polyolefins, syndiotactic polyolefins are 
capable of exhibiting a high degree of crystallinity, 
hence are suitable for high strength applications 
provided their exceeds about 100,000. 
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For any of the above described materials the final 
resin properties and its suitability for particular 
applications depend on the type of tacticity, the aelting 
point, the average molecular weight, the molecular weight 
5 distribution, the type and level of monomer and 
comonomer, the sequence distribution, and the presence or 
absence of head or end group functionality. Accordingly, 
the catalyst system by which such a stercorcgular 
polyolefin is to be produced should, desirably, be 

10 versatile in terms of H^,, HWD, tacticity type and level, 
and comonomer choice. Further, the catalyst system 
should be capable of producing these polymers with or 
without head and/or end group functionality, such as 
blefinic unsaturation. Still further, such catalyst 

15 system must be capable, as a commercially practical 
constraint, of producing such resins at an acceptable 
production rate. Most preferably, the catalyst system 
should be one which, at its productivity rate, provides 
a resin product which does not require a . subsequent 

20 ' treatment to remove catalyst residue to a level which is 
acceptable for the resin in the end use application 
desired. Finally, an important feature of a commercial 
catalyst system is its adaptability to a variclgr of 
processes and conditions. 

25 conventional titanium based Ziegler-Natta catalysts 

for the preparation of isotactic polymers are well )cnown 
in the art. These commercial catalysts are well suited 
for the production of highly crystalline, high molecular 
weight materials. The systems are, however, limited in 

30 terms of molecular weight, molecular weight distribution, 
and tacticity control. The fact that the conventional 
catalysts contain several types of active sites further 
limits their ability to control the composition 
distribution in copolymer izat ion. 
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More recently a nev method of producing isotactic 
polymers from an alunoxane cocatalyzed, or activatedt 
metallocene which in its natural state has chirality 
centered at the transition metal of the metallocene, was 
5 reported in Even, J. A., J. Amer, Chem. Soc. . v. 106, p. 
6355 (1984) and Kaminsky, W, , et al. , Anoew. Chem, Int. 
Ed. Eng. ; 2±, 507-8 (1985). 

Catalysts that produce isotactic polyolefins are 
also disclosed in Patent No. 4,794,096. This patent 

10 discloses a chiral, stereorigid metallocene catalyst 
which is activated by an alumoxane cocatalyst which is 
reported to polymerize olefins to isotactic polyolefin 
forms. Alumoxime cocatalyzed metallocene structures 
which have been reported to polymerize stereoregularly 

15 are the ethylene bridged bis-indenyl and bis-tetra- 
hydroindenyl titanixim and zirconium (IV) catalyst. Such 
catalyst systems were synthesized and studied in Wild et 
al,, J. Oraanoinet. Chem. 232, 233-47 (1982), and were 
later reported in £wen and Kamins)cy et al., mentioned 

20 above, to polymerize a*olefins stereoregularly. Further 
reported in West German Off DE 3443087A1 (1986), but 
without giving experimental verification, is that the 
bridge length of such stereorigid metallocenes can vary 
from a to C4 hydrocarbon and the metallocene rings can 

25 be simple or bi-cyclic but must be asymmetric* In 
contrast to the metallocene catalysts disclosed in U.S. 
Patent No. 4,794,096 and West German Patent DE 3443087A1, 
certain species of this invention are capable of 
producing a highly isotactic polymer using an achiral 

30 catalyst. 

The use of transition metal based catalysts having 
amido groups attached to the transition metal have 
received some attention in polymer research. A process 
for producing syndiotactic polystyrene using a tris-amido 

35 zirconixim catalyst is disclosed in U.S. Patent No, 
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4,774,301- As taught therein, the zirconiun coapound nay 
be combined with an alumoxane to produce a polymerization 
catalyst, A syndiotactic polymer results when vinyl 
aromatic monomerii, which have been Jcnown to yield 
syndiotactic polymers generally, are polymerized by a 
tris-aiaido zirconium-alumoxane catalyst. 

In European Patent 349,886, titanium having bonded 
thereto a saturated alkyl-substituted amido group, is 
reported to yield an active catalyst in the presence of 
alumoxane'. This catalyst system is capable of producing 
polyethylene copolymers having a high degree of 
structural randomness and narrow molecular weight 
distribution. Also reported in EP 349,886 are references 
to prior amide containing Group IV-B metal catalysts for 
the homopolymcrization of ethylene, which, when applied 
to copolymerization, suffer from the various 
disadvantages of low molecular weight product, broad 
molecular weight distribution and low catalytic activity. 

In view of the high strength and other physical 
properties that make stereoregular polymers desirable in 
applications for which other moldable plastics are ill 
suited and in view of the few methods currently available 
for producing stereoregular polymers, there is a need for 
a catalyst as disclosed hereinafter for producing high 
molecular weight, highly isotactic polymers. It is 
further desirable that such a catalyst have high activity 
80 as to allow production of a polymer which is ready to 
be molded and/or machined for its ultimate use without 
treatment for removal of contaminants (catalyst residue) . 
It is also desirable to obtain a catalyst that is useful 
for production of ethylene base polymers. 



35 



STWMARY OF TOR INVEWTIQW 

This invention discloses an alumoxane cocatalyzed 
catalyst system for the production of highly crystalline 
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polyolefins the transition netal component of which is a 
bridged amido transition metal conpound represented by 
the general fonoula: 



wherein: "M" is zirconium, hafnium or titanium; "N" is 
5 a nitrogen atom having three substituents; "y" is 1 or 0 
denoting the presence or absence, respectively, of a 
bridging group T between nitrogen atoms and "z" is 2 - y; 
"X" and "X*" are any univalent anionic ligand such as a 
halide, hydride, substituted or unsubstituted C^-C^q 

10 hydrocarbyl, alXoxide, aryloxide, amide, arylamide, 
■phosphide, arylphbsphide, or "X" and "X»" together are a 
divalent radical subh as an alkylidene, cyclometallated 
hydrocarbyl or any other divalent anionic chelating 
ligand; "T" is a covalent bridging group selected from 

15 the group consisting of unsubstituted hydrocarbyls and 
hydrocarbyls containing a Group IV-A or VI- A element; and 
each **R'' and "R"" is independently a radical selected 
from the group consisting of singly branched hydrocarbyl 
radicals having between 1 and 30 carbon atoms, multiple 

20 branched hydrocarbyl radicals having between 1 and 30 
ceurbon atoms, halogen radicals, amido radicals, phosphide 
radicals, silyl radicals, allcoxy radicals, alkylborido 
radicals, C^-C^o hydrocarbyl-substituted Group IV-A 
metalloid radicals; and substituted C^^^C^o hydrocarbyl 

25 radicals wherein one or more hydrogen atoms is replaced 
by a halogen radical, an amido radical, a phosphide 
radical, an alkoxy radical or any other radical 
containing a Lewis acidic or basic functionality. 
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Further disclosed is a polymerization process 
incorporating the catalyst system. The catalyst system 
is prepared by the combination of an amido transition 
metal compound and an alumoxane, and may be employed in 
5 solution, slurry, gas phase, or high pressure 
polymerization. The catalyst may also be prepared in the 
supported form. The catalyst system of this invention 
polymerizes propylene to high molecular weight, highly 
isotactic polypropylene, in addition to homopolymerizing 
10 ethylene and copolymerizing ethylene or propylene with a- 
olefins, cyclic olefins, dienes or other unsaturated 
monomers. 



PFISgRTPTTOW OF THE PREFERRED EHBC 
15 A. Transitio n Metal Component 

The Group IV-B transition metal component of the 
catalyst system is represented by the general formula: 



25 



Wherein the letter symbols have the following meanings: 
"M" is zirconium, titanium or hafnixim; 
"K" is a nitrogen atom having three substituent 

30 groups; 

"y" is 1 or 0 denoting the presence or absence, 
respectively, of a bridging group T between nitrogen 
atoms and is 2 - y; 

each "R" is independently a radical selected from 
35 the group consisting of singly branched hydrocarbyl 
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radicals having between 1 and 30 carbon atoms, 
prcferrably between 3 and 30 carbon atoms; multiply 
branched hydrocarbyl radicals having between 1 and 30 
carbon atoms, preferably between 3 and 30 carbon atoms; 
5 halogen radicals; anldo radicals; phosphldo radicals; 
silyl radicals; aUcoxy; and alkylbbrido radicals; 
substituted Cj-Cjo hydrocarbyl radicals wherein one or 
more hydrogen atoms is replaced by a halogen radical, an 
amido radical, a. phosphldo radical, an alkoxy radical or 

10 any other radical containing a Lewis acidic or basic 
functionality; C^-Cjo hydrocarbyl -substituted metalloid 
radicals wherein the metalloid is selected from the Group 
IV-A of the Periodic Table of Elements; 

each "X" is independently any univalent anionic 

15 ligand such as a halide, hydride, or substituted or 
unsubstituted C1-C20 hydrocarbyl, alkoxide, aryloxide, 
amide, arylanide, phosphide, arylphosphide or both "X** 
and **X'" together are an alkylidene, a cyclometa Hated 
hydrocarbyl or any other divalent anionic chelating 

20 ligand; more particularly, X may be a ligand of the 
general formula N(R)2 wherein R has the same meaning 
previously ascribed to it; most particularly, X may be a 
silylamide of the general formula N[Si(R)3]2; 

T is a covalent bridging group containing a Group 

25 IV-A or VI -A clement such as, but not limited to, a 
dialkyl, alkylaryl or diaryl silicon radical; a dialkyl, 
alkylaryl or diaryl germanium radical; alkyl or aryl 
phosphine; alkyl or aryl amine radical; an oxygen or 
sulfur radical; or a hydrocarbyl radical having 1 or more 

30 carbon atoms such as methylene, ethylene and the like. 

Specific, nonlimiting examples of the T group which 
are suitable as a constituent group of the Group IV-B 
transition metal component of the catalyst system are 
dimethylsilyl, diethylsilyl , di-n-propylsilyl, 

35 diisopropylsilyl, di-n-butylsilyl, di-t-butylsilyl, di-n- 
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25 



30 



hexylsilyl, aethylphenylsilyl, ethylmethylsilyl, 
diphenylsilyl, di(p-t-butylphenethylsilyl) , n- 
hexylaethylsilyl, cyclopentamethy lenesi lyl , 
cyclotetramethylenesilyl, cyclotrinethylenesilyl, 
5 dimethylgerxaanyl, diethylgermanyl, methylene, 
dimethylmethylene , diethy Inethy lene , ethylene , 
dinethy lethylene , diethylethy lene , dipropy lethylene , 
propylene , dimethy Ipropy lene , diethylpropy lene , 1,1- 
dinethyl3-3-dimethylpropylene, tetramethyldisiloxane, 
10 1,1,4,4-tetramethyldisilylethylene, oxygen and sulfur- 
Exemplary hydrocarbyl radicals for X are methyl, 
ethyl, propyl, isopropyl,. butyl, amyl, isoamyl, hexyl, 
isobutyl, heptyl, octyl, nonyl, decyl, cetyl, 2- 
ethylhexyl, phenyl and the like, with methyl being 
15 preferred. Exemplary halogen atoms for X include 
chlorine, bromine, fluorine and iodine, with chlorine 
being preferred. Exemplary alkoxides and aryloxides for 
X are methoxide, ethoxide, propoxide, butoxide, phenoxide 
and substituted phenoxides such as 4-methylphenoxide. 
20 Exemplary amides of X are dimethy lamide, diethylamide, 
methylethylanide, di-t-butylamide, diisoproylamide and 
the like. Exemplary aryl amides are dipheny lamide and 
any other substituted phenyl amides. Exemplary silyl 
amides are di-trimethylsily lamide, di-triethylsilylamide 
and triethyl-trimethyl sily lamide, with di- 
trimethylsily lamide being preferred. Exemplary 
phosphides of X are diphenylphosphide, 
dicyclohexylphosphide, d iethy Iphosphide , 
dimethylphosphide and the like. Exemplary alkyldiene 
radicals for both X's together are nethylidene, 
ethylidene, propylidene, or the dianion of ethyleneglycol 

and the like. 

Suitable hydrocarbyl and substituted hydrocarbyl 
radicals for the R group will contain from 1 to about 30 
35 carbon atoms and include singly and multiply branched 
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alkyl radicals, cyclic hydrocarbon radicals, alkyl- 
substituted cyclic hydrocarbon radicals, aromatic 
radicals and alkyl^-substituted aromatic radicals, amido- 
substituted hydrocarbon radicals, phosphide-substituted 
5 hydrocarbon radicals, alkoxy-substituted hydrocarbon 
radicals, and halo-substituted hydrocarbon radicals or 
hydrocarbon radicals containing substitutions by any 
Lewis basic or acidic functional group. Suitable 
organometallic radicals for the R group include 

10 trimethylsilyl, triphenylsilyl, triphenylgcrmyl, 
trimethylgermyl and the like. Other suitable radicals 
for the R group include amido radicals, phosphido 
radicals, alkoxy radicals, alkyl boride radicals and the 
like. Of the suitable R groups the organometalic 

15 radicals of silicon such as trimethylsilyl, 
triethylsilyl, ethyldimethylsilyl and nethyldiethylsilyl 
are preferred; the most preferred being trimethylsilyl. 

A number of final components may be formed by 
permuting all possible combinations of the constituent 

20 moieties vith each other. Illustrative transition metal 
compounds are: bis(di-trimethylsilylamido) zirconiiim 
dichloride, bis(di-lsobutylamido) hafnium dimethyl, 
bis (di-tertbutylamido) zirconium dichloride, (di- 
cyclohexylamido) (di-trimethylsilylAsido) titanium 

25 dihydride, tri8(di-trimethylsilylaoido) zirconium 
chloride , tris (di^triphenylgemylamido) hafnium chloride , 
and tetrakis(di-trimethylsilylamido} zirconium. 

The Group IV-B metal compounds have been used to 
produce isotactic polypropylene of high stereoregularity. 

30 As demonstrated in example 9, when the achiral compound 
bis(di'trimethylsilylamido) zirconium dichloride is 
combined vith alumoxane to form a catalyst system, that 
system is capable of producing isotactic polypropylene 
having fever than 50 chain defects per 1000 monomer 

35 units. The preparation of compounds of this type are 
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well known in the literature and include references such 
as R.A. Anderson, Tnm'*"'« CheiBlstrv (1979), 18, 2928. 

B. ft ? , uTnoxan< ? Component 
5 The alumoxane component of the catalyst system is an 

oligomeric compound which may be represented by the 
general formula (R^-Al-O}^ which is a cyclic compound, or 
may be (r5-A1-0-)„-A1RS which is a linear compound. 
An alumoxane is generally a mixture of both the linear 

10 and cyclic compounds. In the general alumoxane formula 
Vt?, R*, and R* are, independently a C1-C5 allcyl 
radical, for example, methyl, ethyl, propyl, butyl or 
pentyl and "m" is an integer from 1 to about 50. Most 
preferably, R^, rS R^ and R« are each methyl and "m" is 

15 at least 4. When an alJcyl aluminum halide is employed in 
the preparation of the alumoxane, one or more R^"* groups 

may be halide. 

As is now well known, alumoxanes can be prepared by 
various procedures. For example, a trialkyl aluminum may 

20 be reacted with water, in the form of .a moist inert 
organic solvent; or the trialkyl alumiimn may be 
contacted with a hydrated salt, such as hydrated copper 
sulfate suspended in an inert organic solvent, to yield 
an alumoxane. Generally, however prepared, the reaction 

25 of a trialkyl aluminum with a limited amount of water 
yields a mixture of both linear and cyclic species of 
alumoxane. 

Suitable alumoxanes which may be utilized in the 
catalyst systems of this invention are those prepared by 

30 the hydrolysis of a trialkylaluminum or 
haloalkylaluminum; such as trimethylaluminum, 
triethyaluminum, tripropylaluminum; trlisobutylaluminum, 
dimethylaluminumchloride, diisobutylaluminomchloride, 
diethylaluminu^Shloride, and the like. Th most preferred 

35 alumoxane for use is methylalumoxane (MAO). 
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Methylalunoxanes having an average degree of 
ollgomerization of from about 4 to about 25 • 4 to 

25), with a range of 13 to 25, are the most preferred. 

5 c* ?^r*^Yg*^ system 

The catalyst systems employed in the invention 
comprise a complex formed upon admixture of the amido 
Group IV-B transition metal component with an alumoxane 
component. The catalyst system may be prepared by 

10 addition of the requisite bis-amido Croup IV-B transition 
metal and alumoxane components to an inert solvent in 
which olefin polymerization can be carried out by a 
solution, slurry or bulk phase polymerization procedure. 
The catalyst system may be conveniently prepared by 

15 placing the selected amido Group IV-B transition metal 
component and the selected altiaoxane component, in any 
order of addition, in an alkane or aromatic hydrocarbon 
solvent — preferably one which is also suitable for 
service as a polymerization diluent. Where the 

20 hydrocarbon solvent utilized is also suitable for use as 
a polymerization diluent, the catalyst system may be 
prepared in situ in the polymerization reactor. 
Alternatively, the catalyst system may be separately 
prepared, in concentrated form, and added to the 

25 polymerization diluent in a reactor. Or, if desired, the 
components of the catalyst system may be prepared as 
separate solutions and added to the polymerization 
diluent in a reactor, in appropriate ratios, as is 
suitable for a continuous liquid phase polymerization 

30 reaction procedure. Alkane and aromatic hydrocarbons 
suitable as solvents for formation of the catalyst system 
and also as a polymerization diluent are exemplified by^ 
but are not necessarily limited to, straight and branched 
chain hydrocarbons such as isobutane, butane, pentane, 

35 hexane, heptane, octane and the like, cyclic and 
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alicyclic hydrocarbons such as cyclohexane, cycloheptane, 
methylcyclohexane, methylcycloheptane and the like, and 
aromatic and alkyl-substituted aronatic compounds such as 
benzene, toluene, xylene and the like. Suitable solvents 
5 also include liquid olefins which may act as monomers or 
comonomers including ethylene, propylene, 1-butene, 
1-hexene and the like. 

In accordance with this invention optimum results 
are generally obtained wherein the amido Group IV-B 

10 transition metal compound is present in the 
polymerization. diluent in a concentration of from about 
0.0001 to about 1.0 millimoles/ liter of diluent and the 
alumoxane component is present in an amount to provide a 
molar aluminum to transition metal ratio of from about 

15 1:1 to about 20,000:1. Sufficient solvent should be 
employed so as to provide adequate heat transfer away 
from the catalyst components during reaction and to 
permit good mixing. 

The catalyst system ingredients — that is, the 

20 amido Group IV-B transition metal, the alumoxane, and 
polymerization diluent ~ can be added to the reaction 
vessel rapidly or slowly. The temperature maintained 
during the contact of the catalyst components can vary 
widely, such as, for example, from -10» to 300»C. Greater 

25 or lesser temperatures can also be employed. Preferably, 
during formation of the catalyst system, the reaction is 
maintained within a temperature of from about 25 • to 
100*C, most preferably about 25 *C. 

At all times, the individual catalyst system 

30 components, as well as the catalyst system once formed, 
are protected from oxygen and moisture. Therefore, the 
reactions to prepare the catalyst system are performed in 
an oxygen and moisture free atmosphere and, where the 
catalyst system is recovered separately it is recovered 

35 in an oxygen and moisture free atmosphere. Preferably, 
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therefore, the reactions are performed in the presence of 
an inert dry gas such as, for example, helium or 
nitrogen. 

5 D. pmvmerizatien Process 

In a preferred embodiment of the process of this 
invention the catalyst system is utilized in the liquid 
phase (slurry, solution, suspension or bulk phase or 
combination thereof) , high pressure fluid phase or gas 

10 phase polymerization of an olefin monomer* These 
processes may be employed singularly or in series. The 
liquid phase process comprises the steps of contacting an 
olefin monomer with the catalyst system in a suitable 
polymerization diluent and reacting said monomer in the 

15 presence of said catalyst system for a time and at a 
temperature sufficient to produce a polyolef in of high 
molecular weight. 

The monomer for such process may comprise propylene 
alone, for the production of a isotactic polypropylene. 

20 Conditions most preferred for the production of Isotactic 
polypropylene are those wherein propylene is submitted to 
the reaction zone at pressures of from about 0.019 psi to 
about 50,000 psi and the, reaction temperature is 
maintained at from about -100» to about 300*C. The 

25 aluminum to transition metal molar ratio is preferably 
from about 1:1 to 20,000:1. A more preferable range 
would be 1:1 to 2000:1, The reaction time is preferably 
from about 1 hour to about 6 hours. 

The monomer may also comprise ethylene alone, for 

30 the production of homopolyethylene, or ethylene in 
combination with an a-olef in having 3 to 20 carbon atoms 
for the production of an ethylcne-a-olef in copolymer. 
Homopolymers of higher ot-olefin such as butene and 
copolymers thereof with ethylene and/or C4 or higher 

35 a-olef ins and diolef ins can also be prepared. Conditions 
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most preferred for the homo- or copolymerization of 
ethylene are those wherein ethylene is submitted to the 
reaction zone at pressures of from about 0-019 psi to 
about 50,000 psi and the reaction temperature is 

' 5 maintained at from about -100» to about aoo^C. The 
aluminum to transition metal molar ratio is preferably 
from about 1:1 to 20,000:1. A more preferable range 
would be 1:1 to 2000:1. The reaction time is preferably 
from about 10 seconds to about 1 hour. 

10 without limiting in any way the scope of the 

invention, one means for carrying out the process of the 
present invention for production of a copolymer is as 
follows: in a stirred-tank reactor, liquid a-olefin 
monomer is introduced, such as 1-butene. The catalyst 

15 system is introduced via nozzles in either the vapor or 
liquid phase. Feed ethylene gas is introduced either into 
the vapor phase of the reactor, or sparged into the 
liquid phase as is well known in the zurt. The reactor 
contains a liquid phase composed substantially of liquid 

20 a-olefin comonomer, together with dissolved ethylene gas, 
and a vapor phase containing vapors of all monomers. The 
reactor temperature and pressure may be controlled via 
reflux of vaporizing o-olefin monomer 
(autorefrigeration) , as well as by cooling coils, jackets 

25 etc. The polymerization rate is controlled by the 
concentration of catalyst. The ethylene content of the 
polymer product is determined by the ratio of ethylene to 
o-olefin comonomer in the reactor, which is controlled by 
manipulating the relative feed rates of these components 

30 to the reactor. 

Exampj-e 1 

The polymerization run was performed in a 1-liter 
35 autoclave reactor equipped with a paddle stirrer, an 
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external water jacket for tejaperature control, a 
regulated supply of dry nitrogen, ethylene, ' propylene, 
1-butene and hexane, and a septus inlet for introduction 
of other solvents or comohouers , transition metal 
5 compound and alunoxane solutions. The reactor was dried 
and degassed thoroughly prior to use. A typical run 
consisted of injecting 400 ml of toluene, 5 al 1.0 M MAO, 
0.27 ng of [ (Me3Si)2N)2ZrCl2 (0.2 al of a 13.5 mg in 
10 ml of toluene solution) into the reactor. The reactor 

10 was then heated to aO'^C and the ethylene (60 psi) was 
introduced into the system. The polymerization reaction 
was limited to 10 minutes. The reaction was ceased by 
rapidly cooling and venting the system. The solvent was 
evaporated off of the polymer by a stream of nitrogen. 

15 Polyethylene was recovered (7.4 g, MW « 315,000, MWD = 
2.261). 
Example 2 

Using the sane reactor design and general procedure 
as example 1, 400 ml of toluene, 5.0 ml of 1,0 M HAO, and 

20 0,32 mg of [ (Me3Si)2N32HfCl2 (0.2 ml of a 1.60 mg in 
10 ml of toluene solution) were added to the reactor. 
The reactor was heated at 80«C, the ethylene was 
introduced (60 psi), and the reaction was allowed to run 
for 10 minutes, followed by rapidly cooling and venting 

25 the system. After evaporation of the toluene, 2.7 g of 
polyethylene was recovered (MW « 267,200, MWD - 2.122). 
PyaTPplg 3 

Using the same reactor design and general procedure 
as example 1, 300 ml of toluene, 100 ml of propylene, 7.0 

30 ml of 1.0 M MAO, and 1.35 mg of [ (He3Si)2N]22rcl2 (l ml 
of a 13.5 mg in 10 al of toluene solution) were added to 
the reactor. The reactor was heated at 50»C, the 
ethylene was introduced (65 psi), and the reaction was 
allowed to run for 30 minutes, followed by rapidly 

35 cooling and venting the systea. After evaporation of the 
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toluene, 9.3 g of an ethylene-propylene copolymer was 
recovered (MW = 131,000, HWD - 1.837, 121.7 short chain 
branches (SCB) /lOOOC by IR) . 

5 Using the same reactor design and general procedure 

as example 1, 300 ml of toluene, 100 ml of propylene, 7.0 
ml of 1.0 M HAO, and 1.6 mg of [ (MCsSi) 2N32Hf Clj (1 ml of 
a 16 mg in 10 ml of toluene solution) were added to the 
reactor. The reactor was heated at 80«C, the ethylene 

10 was introduced (60 psi) , and the reaction was allowed to 
run for 30 minutes, followed by rapidly cooling and 
venting the system. After evaporation of the toluene, 
8,2 g of an ethylene-propylene copolymer was recovered 
(HW - 80,700, HWD = 1.537, 89.3 SCB/IOOOC by IR) . 

15 Example 5 

Using the same reactor design and general procedure 
as example 1, 300 ml of toluene, 100 ml of 1-butene, 7.0 
ml of 1.0 M MAO, and 1.35 mg of [ (HeaSi) aKljZrClj (1 ml 
of a 13.5 mg in 10 ml of toluene solution) were added to 

20 the reactor- The reactor was heated at 80'»C, the 
ethylene was introduced (60 psi) , and the reaction was 
allowed to run for 30 minutes, followed by rapidly 
cooling and venting the system. After evaporation of the 
toluene, 4.3 g of an ethylene-butene copolymer was 

25 recovered (MW - 91,100, MWD « 1.643, 51.4 SCB/IOOOC by 
"C HHR) . 
Example 6 

Using the same reactor design and general procedure 
as example 1, 300 ml of toluene, 100 ml of 1-butene, 7.0 

30 ml of 1.0 M HAO, and 1.6 mg of [ (Me3Si) 2N]2HfCl2 (1 ml of 
a 16 mg of 10 ml of toluene solution) were added to the 
reactor. The reactor was heated at 8d»C, the ethylene 
was introduced (60 psi), and the reaction was allowed to 
run for 30 minutes, followed by rapidly cooling and 

35 venting the system. After evaporation of the t luene. 
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9.3 g of an ethylene-butene copolymer vas recovered (KH 
= 70,800, MWD « 1.710, 46.8 SCB/IOOOC by ^^C NMR) . 
Example 7 

Using the sane reactor design and general procedure 
5 as example 1, 300 ml of toluene, 100 ml of l-hexene, 7.0 
ml of 1.0 H K^O, and 1.35 mg of [ (Ke3Si)2K]2ZrCl2 (1 ml 
of a 13.5 mg in 10 ml of toluene solution) were added to 
the reactor. The reactor vas heated at 80 *C, the 
ethylene vas introduced (60 psi) , and the reaction vas 
10 allowed to run for 30 minutes, followed by rapidly 
cooling and venting the system. After evaporation of the 
toluene, 13.9 g of an ethylene-hexene copolymer was 
recovered (MW « 111,200, MWD = 1.782, 32.2 SCB/IOOOC by 
IR). 

15 Pxa?PPl? g 

Using the same reactor design and general procedure 
as example 1, 300 ml of toluene, 100 ml of 1-hexene, 7.0 
ml of 1.0 M HAO, and 1.6 mg of [ (Ke3Si)2N]2HfCl2 (1 ml of 
a 16.0 mg in 10 ml of toluene solution) were added to the 

20 reactor. The reactor was heated at 50»C, the ethylene 
vas introduced (65 psi) , and the reaction vas allowed to 
run for 30 minutes, followed by rapidly cooling and 
venting the system. After evaporation of the toluene, 
8.7 g of an ethylene-hexene copolymer vas recovered (MW 

25 » 236,700, MHD « 1.780, 20.1 SCB/IOOOC by IR) • 

Example 9 

Using the same reactor design and general procedure 
as example 1, 100 ml of toluene, 200 ml of propylene, 
10.0 ml of 1.0 X KAO, and 8.3 mg of [ (Me3Si)2N]2ZrCl2 in 
30 10 ml toluene were added to the reactor. The reactor vas 
heated at 30«C and the reaction was allowed to run for 3 
hours, followed by rapidly cooling and venting the 
system. After evaporation of the toluene, 3.2 g of 
isotactic polypropylene was recovered (KM » 95, 500, MHD « 
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1.758, 90% (n) isotactic with 40 chain defects per 1000 
monomer units as determined by "c NMR, 146«>C mp). 
Eyamole 10 

The polymerization was performed in a stirred 100 ml 
5 stainless steel autoclave which was equipped to perform 
polymerizations at temperatures up to 300 and pressures 
up to 2500 bar. the reactor was evacuated, purged with 
nitrogen, purged with ethylene and heated to 202-c. The 
comonomer, 1-hexene (75 ml) , was added to the reactor 

10 under ethylene pressure. A stock solution of 
[(MejSDjNJjZrClj vas prepared by dissolving 7.6 mg of 
the transition metal compound in 25 ml of toluene. The 
test solution was prepared by adding 2.5 »1 of the stock 
solution to 10.0 ml of a 1-0 M HAD solution. The test 

15 solution (0.43 ml) was transferred by nitrogen pressure 
into a constant-volume injection tube. The autoclave was 
pressurized with ethylene to 1792 bar and was stirred at 
1800 rpm. The test solution (0.43 ml) was injected into 
the autoclave with excess pressure, at which time a 

20 temperature rise of 9»C was observed. The temperature 
and pressure were recorded continuously for 120 seconds, 
at which time the contents of the autoclave were rapidly 
vented into a receiving vessel. The reactor was washed 
with xylene to recover any polymer remaining within* 

25 These washings were combined with the polymer released 
when the reactor was vented. Precipitation of the 
polymer from the mixture by addition of acetone yielded 
1.3 g of an ethylene-hexene copolymer (KW « 42,000, MWD 
= 2.07, 8.9 SCB/IOOOC by IR) . 

30 m^nplg 11 

Using the same reactor design as described in 
example 10, the reactor was evacuated, purged with 
nitrogen, purged with ethylene and heated to 199 The 
comonomer 1-hexene (75 ml), was added to the reactor 

35 under ethylene pressure. A stock soluti n of 
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[(Me3Si)2N]2HfCl2 was prepared by dissolving 9.0 mg of 
the transition metal compound in 25 ml of toluene. The 
test solution was prepared by adding 2.5 nl of the stock 
solution to 10.0 ml of a 1.0 M MAO solution. The test 
5 solution (0.43 ml) was transferred by nitrogen pressure 
< into a constant-volume injection tube. The autoclave was 
pressurized with ethylene to 1831 bar and was stirred at 
1800 rpm. The test solution was injected into the 
autoclave with excess pressure, at which time a 

10 temperature rise of 7»C was observed. The temperature 
and pressure were recorded continuously for 120 seconds, 
at which time the contents of the autoclave were rapidly 
vented into a received vessel. The reactor was washed 
with xylene to recover any polymer remaining within. 

15 These washings were combined with the polymer released 
when the reactor was vented. Precipitation of the 
polymer from the mixture by addition of acetone yielded 
0.5 g of an ethylene -hexene copolymer (MW » 57,000, MWD 
« 2.22, 8.0 SCB/IOOOC by IR) • 
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The invantion has been described with reference to 
its preferred eobodinents. Those of ordinary skill in 
the art may, upon reading this disclosure, appreciate 
changes or modifications which do not depart from the 
scope and spirit of the invention as described above or 
claimed hereafter. 
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A compound represented by the general formula: 




X 



X 



wh^ein: y is 1 denoting the presence of a bridging group T between nitrogen 
atoms; V is 2 - y; "M" is zirconium, hafiouum or titanium; "N" is a nitrogen 
atom having three substitaente; each "X" is, independently, any univalent 
anionic ligand such as a halide, hydride, substimted or unsubstituted C1-C30 
hydrocarbyl. alkoxide. aiyloxide, amide, aiylamide, phosphide, or 
aiylphosphide; is a covalent bridging group selected from the group 
consisting of unsubstimted hydrocarbyls and substituted hydrocarbyls 
containing a Group IV-A or VI-A element; and each "R" is. independently, a 
radical selected from the group consisting of singly branched Iqrdrocaibyl 
radicals having between 4 and 30 carbon atoms, multiply branched hydrocarbyl 
radicals having between 4 and 30 caibon atoms, halogen radicals, amido 
radicals, phosphido radicals, silyl radicals, alkmy radicals, alkylborido radicals, 
C1-C30 hydrocarbyl-substimted Group IV-A metalloid radicals; and 
substimted C1-C30 hydrocarbyl radicals wherein one or more hydrogen atoms 
is replaced by a halogen radical, an amino radical, a phosphido radical, an 
vJkojty radical or any other radical containing a Lewis acidic or basic 
functionali^. 

2. A catalyst ^tem for the polymerization of alpha olefins 

comprising: 



a) 



The compound of daim 1 or a compound of the 



general fonnula: 
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wherein: y is 1 or 0 denoting the presence or absence, respectively, f a 
bridging group T between nitrogen atoms; V is 2 - y; *^ is zirconium, 
hafiiium, or titanium; "N" is a nitrogen atom having three substituents; each 
V is, independently, any univalent anionic ligand such as a halide, hydride, 
substituted or unsubstituted C1-C30 hydrocari^yl, alkoadde, aryloxide, amide, 
aiylamide, phosphide or aiylpbosphide; "T" is a covalent bridging group 
selected from the group consisting of unsubstituted hydrocarbyls and 
substituted hydrocarbyls containing a Group IV-A or VI-A clement; and each 
"R" is, independently, a radical selected from the group consisting of singly 
branched faydrocarbyl radicals having between 4 and 30 carbon atoms, multiply 
branched hydrocarbyl radicals having between 4 and 30 carbon atoms, halogen 
radicals, amido radicals, phosphido radicals, silyl radicals, alkoxy radicals, 
all^lborido radicals, 01-030 hydrocarbyl-substituted Group IV-A metalloid 
radicals; and substituted C1-C30 hydrocarbyl radicals wherein one or more 
hydrogen atoms is replaced by a halogen radical, an amido radical, a 
phosphido radical, an alkoxy radical or any other radical containing a Lewis 
acidic or basic functionality; and 

b) an alumoxane. 

3. The- compound of claim 1 or system of claim 2 wherein 
each R is, independently, a radical selected from the group consisting of 
halogen radicals, amido radicals, phosphido radicals, sQyl radicals, alko;^ 
radicals, alMborido radicals, C1-C30 hydrocarbyl-substituted Group IV-A 
metalloid radicals; and substituted C1-C30 hydrocarbyl radicals wherein one 
or more hydrogen atoms is replaced by a halogen radical, an amido radical, a 
phosphido radical, an alkoxy radical or any other radical containing a Lewis 
acidic or basic functionality. 

4. The compound or system of claim 1, 2. or 3 wherein T" is 
a covalent bridging group containing a Group IV-A atom. 

5. Hie compound or system of any preceding claim wherein 
at least one "R" is a silicon containing radical. 

6. The compound or system of any preceding daim wherein 
at least one "X" is a nitrogen containing radical. 
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7. The compound or syst&m of any preceding daim wherein 
each "X" is, independently, selected from the group consisting of hydrides, 
alkoxides, amides, l^drocarbyls and halides. 

8. The compound or system of claim 7 wherein at least one 
"X" is selected from the group consisting of l^drides, hydrocarbyls, amidos, 
and halides. 

9. Hie compound or system of aiy preceding daim wherein 
"M" is zirconium or hafriium. 

10. The catalyst system of any of claims 2-11 wherein the 
alumoxane is derived from the hydrolysis of an aluminumallQ^l selected from 
the group consisting of trimethylaluminum, triethylaluminum, and 
triisobutylaluminum. 

11. The catalyst system of any of daims 2-15 wherein the 
aluminumitransition metal ratio is from 1:1 to 20,000:1. 

12. A process for producing poly alpha-olefin comprising the 

steps ot 

a) contacting alpha-olefin monomer or monomers 
with a catalytically active combination comprising the compound or 
system of any preceding claim, and 

b) recovering poly alpha-olefin. 

13. The process of daim 12 whercm the poly alpha-olefin 
produced is isotactic polypropylene, the monomer of a) is propjdene. 

14. Hie process of daim 12 wherein the poly alpha-olefin 
produced is polyethylene or a copolymer of ethylene and another alpha-olefin 
having 3-20 carbon atoms, the monomer of a) comprising ethylene or ethylene 
and another alpha-olefin having 3 to 20 carbon atoms. 



15. The process of daim 12. 13, or 14 wherein the 

polymerization reaction time is between 1 and 6 hours and/or the reaction 
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pressure is from 0.13 kPa (0.019 psi) to 344.75 MPa (50,000 psi) and/or the 
reaction temperature is maintained between -100* C and 300' C 

16. The process of claim 15 wherein the polymer produced 
has MWD in the range of 1.5-3, 

17. Tlie process of claim 15 or 16 wherein the polymer 
produced has SCB in the range of 5*150. 
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